Physical measurements: Infrared spectra were recorded with a Thermo Nicolet 380 FT-IR spectrometer in the range 400-3600 cm -1 . NMR spectra were obtained on a Bruker Avance 300 MHz spectrometer at 25 °C. 
dichloromethane, washed with water and dried with anhydrous MgSO 4 . The solvent was then removed in vacuo. Yield: 0.665 g (92 %). IR (Nujol; ν, cm -1 ): 573 (P=S), 976 (POC), 1531 (SCN), 1610 (Py), 3211 (NH 5.29, N 11.62; found: C 39.71, H 5.34, N 11 .53 %.
DFT calculations:
We have applied in DFT-based geometry optimizations the hybrid exchange-correlation functional B3LYP 1,2 and the LANL2DZ basis set by Wadt and Hay, 3 as implemented in the Gaussian 09 package. 4 Additionally, the 6-31G** basis set was also applied for the selected complexes. In order to include the solvent effects the Polarized Continuum Model (PCM) was used. 5 UV-vis spectra based on the TD-DFT method (at the level of B3LYP/TZP) and the EPR g-tensor values (at the level of BP86/TZP) were calculated by the ADF2009.01 package. 6, 7 Molecular orbitals and TD-DFT spectra were plotted with the ADF-GUI 2009.01 interface. diffractometer with graphite-monochromatised Mo-K α radiation generated by a fine-focus X-ray tube operated at 50 kV and 40 mA. The reflections of the images were indexed, integrated and scaled using the X-Area data reduction package. 9 Data were corrected for absorption using the PLATON program. 10 The structures were solved by direct methods using the SHELXS-97 program 11 and refined first isotropically and then anisotropically using SHELXL-97. 11 Hydrogen atoms were revealed from Δρ maps and those bonded to C were refined using appropriate riding models. H atoms bonded to N were freely refined. The structure of Figures were generated using the program Mercury. (7), β = 81.966 (7), γ = 89.965 (7)°.
CCDC 821199 ( 5, a Symmetry transformations used to generate equivalent atoms: #1: 2 -x, -y, 1 -z; #2: 1 -x, 2 -y, 2 -z.
Table S3
Relative energies of the structures 1-10, shown on Fig. S3 and given with respect to the most stable triplet species 1 (DFT/B3LYP/LanL2DZ).
Structure Triplet Singlet Quintet

